Key indicators: single-crystal X-ray study; T = 200 K; mean (C-C) = 0.007 Å; disorder in solvent or counterion; R factor = 0.025; wR factor = 0.062; data-toparameter ratio = 14.6.
The asymmetric unit of the title compound, [Pd 4 (C 5 H 9 NO 2 S) 4 ]Á9.75H 2 O, contains two neutral tetranuclear complex molecules with similar conformations and 19.5 solvent water molecules. Of the 21 independent water molecules, three exhibit an occupancy of one-half. In each tetranuclear complex molecule, the four Pd II atoms have a square-planar coordination environment and are spanned by four d-penicillaminate ligands in a 4 N,S:S,O coordination mode, forming an eight-membered Pd 4 S 4 metallacycle. In the crystal, two tetranuclear molecules are connected to each other through eight N-HÁ Á ÁO hydrogen bonds between amine and carboxylate groups, constructing a cylindrical dimer. The dimers are further hydrogen-bonded with the solvent water molecules, completing a three-dimensional network. 
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Experimental
Crystal data [Pd 4 (C 5 ). Single-crystals of (I) suitable for X-ray analysis were obtained by recrystallization of the powder from a small amount of ethanol/water (1:1).
Refinement
H atoms bound to C and N atoms were placed at calculated positions [C-H = 0.98 (CH 3 ), 0.99 (CH 2 ) or 1.00 Å (CH) and N-H = 0.92 Å (NH 2 )] and refined as riding with U iso (H) = 1.2U eq (C,N) for CH and NH 2 , and 1.5U eq (C) for CH 3 . One and a half water molecules were disordered, and these molecules were refined with occupancies of 0.5. H atoms of water molecules were placed so as to form reasonable hydrogen bonding. All H atoms bound to O atoms were refined with restrained geometric and displacement parameters [O-H = 0.85 (2) Å, H···H = 1.38 (2) Å and U iso (H) = 1.2U eq (O)]. In addition, one H atom (H32F) was refined with an additional intermolecular H···O distance restraint so as to form reasonable hydrogen bonding. Reflections of (-6 14 -9), (-13 2 1), (-12 -3 0) and (-12 2 14) were removed to improve the data quality. 
Computing details
Data collection: PROCESS-AUTO
